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(54) [Title of the Invention] ORGANIC EL ELEMENT 
(57) [Abstract] 

25 [Object] An organic EL element provided with heat resistance and weatherability is 
provided, which can realize stable physical properties, and in addition, mass 
productivity at low cost. 

[Means for Resolution] A hole injecting electrode, an electron injecting electrode, one 
or two or more kinds of organic layers relating to at least a light emitting function 
30 between these electrodes, and a hole injecting layer between the organic layer and the 



1/23 



English Translation of JP11-307259 



hole injecting electrode are included. This hole injecting layer contains carbon as its 
main component, and is doped with one or two or more kinds of elements selected form 
B, Al, Ga, In, Tl, and As; or/and one or two or more kinds of compounds selected from 
nickel oxide, chromium oxide, ferrous oxide, and molybdenum oxide. 

5 

[Scope of Claims] 

[Claim 1] An organic EL element comprising: 

a hole injecting electrode; 

an electron injecting electrode; 
10 one or two or more kinds of organic layers relating to at least a light 

emission function between these electrodes; and 

an inorganic hole injecting layer between the organic layer and the 
hole injecting electrode, 

wherein the inorganic hole injecting layer contains carbon as its main 
15 component, and is mixed or doped with one or two or more kinds of elements selected 
from B, Al, Ga, In, Tl, and As; and/or one or two or more kinds of compounds selected 
from nickel oxide, chromium oxide, ferrous oxide, and molybdenum oxide. 
[Claim 2] An organic EL element according to Claim 1, wherein a film thickness 

of the inorganic hole injecting layer is 1 - 50 nm. 

20 

[Detailed Description of the Invention] 
[0001] 

[Industrial Field of the Invention] 

The present invention relates to an organic EL (electroluminescence) element, 
25 and for details, relates to an element emitting light by applying an electric field to a thin 
film made of an organic compound. 
[0002] 

[Related Art] 

An organic EL element has a structure in which a thin film including a 
30 fluorescent organic compound is interposed between an electron injecting electrode and 
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a hole injecting electrode, and generates an exiciter (exciton) by injecting electrons and 
holes into the thin film to recombine the electrons and the holes. Then, an element as 
the organic EL element emits light with use of emission of light 
(fluorescence/phosphorescence) in a case of deactivation of the exciton. 
5 [0003] 

As a feature of an organic EL element, the organic EL element can perform a 
plane emission with extremely high luminance of several 100 to several 10000 cd/m 2 
with a voltage of around 10 V, and can emit light of blue to red color by selecting a kind 
of a fluorescent substance. 
10 [0004] 

Incidentally, as an organic EL element, an element is known, which has a 
structure in which a transparent electrode containing tin doped indium oxide (ITO) is 
used as a hole injecting electrode and a tetraarylenediamine derivative is used as a hole 
injecting-transporting compound for a hole injecting-transporting layer and the like 
15 (Japanese Patent Laid-Open Publication No. S63-295695 and the like). 
[0005] 

However, when, for example, a layer of a tetraarylenediamine derivative such 
as A^^X^'-tetrakis^m-bipheny^-l^'-biphenyl^^'-diamine is formed, directly on an 
ITO transparent electrode, there is a problem such as insufficiency of an emission 
20 lifetime due to crystallization of the tetraarylendiamine derivative and separation of the 
layers. 
[0006] 

In order to manage the problem, a layer containing 
4,4',4"-tris(-A r -(-3-methylphenyl)-A^-phenylamino)triphenylamine (MTDATA) that is 
25 also a hole injecting-transporting compound is provided between the ITO transparent 
electrode and the layer containing tetraarylenediamnie to obtain hole injecting efficiency. 
Besides, improvement of adhesion of the both layers is performed (Japanese Patent 
Laid-Open Publication No. H4-308688). 
[0007] 

30 However, for example, a glass-transition temperature of 
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4,4',4"-tris(-N-(-3-methylphenyl)-iV-phenylamino)triphenylamine is approximately 
80°C, and thus, heat resistance is insufficient. The organic EL element is practically 
used under high electric field intensity, and cannot prevent heat generation. Therefore, 
a defect of the heat resistance of an organic material such as 
5 4,4',4"-tris(-iV-(-3-methylphenyl)-iV-phenylamino)triphenylamine is serious, and a 
problem of an insufficient emission lifetime is caused due to the defect. 
[0008] 

Further, when these organic materials and physical properties in an interface 
between the organic materials begin to be deteriorated, a false light emission 
10 phenomenon due to a leakage current is generated, and a non-light emission region, 
which is referred to as a dark spot, is generated and extended to remarkably damage 
display quality. 
[0009] 

Furthermore, the organic material used for a hole injecting layer, an electron 
15 injecting layer, and the like is relatively expensive. Therefore, in a case where the 
organic material is considered to be applied to a large display and mass-produced goods, 
cost reduction becomes an important problem. 
[0010] 

[Problems to be solved by the Invention] 
20 It is an object of the present invention to provide an organic EL element 

provided with heat resistance and weatherability, which can suppress generation of a 
leakage current and a dark spot, and realize stable physical properties and mass 
productivity at low cost. 
[0011] 

25 [Means for solving the Problems] 

The above object is achieved by a structure as follows. 

(1) An organic EL element includes a hole injecting electrode, an electron 
injecting electrode, one or two or more kinds of organic layers relating to at least a light 
emitting function between these electrodes, and an inorganic hole injecting layer 
30 between the organic layer and the hole injecting electrode, where the inorganic hole 
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injecting layer contains carbon as its main component, and is mixed or doped with one 
or two or more kinds of elements selected from B, Al, Ga, In, Tl, and As, and/or one or 
two or more kinds of compounds selected from nickel oxide, chromium oxide, ferrous 
oxide, and molybdenum oxide. 
5 (2) The organic EL element of the above (1) includes the inorganic hole 

injecting layer having a film thickness of 1 ~ 50 nm. 
[0012] 

[Embodiments of the invention] 

An organic EL element of the present invention includes a hole injecting 

10 electrode, an electron injecting electrode, one or two or more kinds of organic layers 
relating to at least a light emitting function between these electrodes, and an inorganic 
hole injecting layer between the organic layer and the hole injecting electrode. The 
hole injecting layer contains carbon as its main component, and is mixed or doped with 
one or two or more kinds of B, Al, Ga, In, Tl, and As, and/or one or two or more kinds 

15 of compounds selected from nickel oxide, chromium oxide, ferrous oxide, and 
molybdenum oxide. 
[0013] 

The inorganic hole injecting layer has a function for facilitating injection of 
holes from the hole injecting electrode, a function for transporting the holes stably, and 

20 a function for preventing electrons. This layer increases/shuts the holes injected into a 
light emitting layer, and optimizes a recombining region to improve light emitting 
efficiency. It is to be noted that, in addition to the inorganic hole injecting layer, a hole 
transporting layer (or a hole injecting-transporting layer) may be provided between the 
light emitting layer and the hole injecting electrode or the light emitting layer may be 

25 provided as a hole transporting-light emitting layer. 
[0014] 

The hole injecting layer is to be a layer using an inorganic material, whereby 
the heat resistance is improved, and then, a lifetime of an element and weatherability 
can be improved. The hole injecting layer uses a cheap and easily-available inorganic 
30 material, which is different from a relatively expensive organic substance. Therefore, 
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manufacturing becomes easy, and manufacturing cost can be reduced. In addition, 
connection and adhesiveness with the hole injecting electrode such as ITO become 
preferable by using the inorganic material in the hole injecting layer. Thermal 
diffusion also becomes preferable, and durability of the element and a lifetime thereof is 
5 improved. 
[0015] 

A thickness of the inorganic hole injecting layer is not particularly limited as 
long as the holes are injected efficiently. Specifically, the thickness of the inorganic 
hole injecting layer is different depending on a formation material; however, the 

10 thickness of 1 ~ 50 nm is generally preferable. When the inorganic hole injecting layer 
is provided on the side where light is extracted, it is preferable that emission wavelength 
bands be generally 400 ~ 700 nm, and especially light transmissivity with respect to 
each light emission be 50 % or more, preferably 70 % or more, and more preferably 80 
% or more. When transmissivity is lowered, light emission itself from the light 

15 emitting layer is attenuated and a tendency that luminance required for the light emitting 
element can not be obtained, is caused. 
[0016] 

A material forming the inorganic hole injecting layer contains carbon as its 
main component, and is mixed or doped with one or two or more kinds of elements 
20 selected from B, Al, Ga, In, Tl, and As, and/or one or two or more kinds of compounds 
selected from nickel oxide, chromium oxide, ferrous oxide, and molybdenum oxide. 
[0017] 

It is preferable that content of the element selected from B, Al, Ga, In, Tl, and 
As, which is described above, be 0.5 - 5 at%. It is preferable that each of the nickel 
25 oxide, chromium oxide, ferrous oxide, or molybdenum oxide of approximately 5-50 
at% in terms of a metal be subjected to mixing or doping. 
[0018] 

In a case of using sputtering as a method for which theses materials are 
subjected to mixing or doping, a target doped with theses materials may be used, a chip 
30 of these materials may be positioned over the target, or reactive sputtering or binary 
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sputtering may be employed. Further, these materials may be subjected to doping by 

an ion implantation method or the like after forming a carbon film. 

[0019] 

A film containing carbon as its main component, which is formed, is generally 
5 in a non-single crystal state. Such a film structure and a film composition can be 
confirmed by XRD (x-ray diffraction), EPMA (electron probe micro-analysis), or the 
like. 
[0020] 

The above inorganic hole injecting layer can be formed by using sputtering, 
10 plasma CVD, or the like. Above all, RF sputtering is preferable. 
[0021] 

In a case of forming the inorganic hole injecting layer by sputtering, as pressure 
of a sputtering gas in sputtering, a range of 0.1 ~ 1 Pa is preferable. As a sputtering 
gas, an inert gas such as Ar, Kr, and Xe, which is used in a general sputtering device, 
15 can be used. As electric power of the sputtering device, a rage of 10 - 100 W/cm 2 is 
preferable. Further, as a film formation rate, a range of 5 - 100 nm/min, particularly 
10 ~ 50 nm/min, is preferable. 
[0022] 

It is preferable that a hole injecting layer (or a layer including a hole 
20 injecting-transporting substance except for a light emitting layer) made of an organic 
substance be not used for an organic EL element of the present invention when a hole 
injecting layer formed using the above insulating inorganic material is used. 
[0023] 

An example of a structure of an organic EL element of the present invention is 
25 described. FIG.1 is a schematic cross-sectional view showing an example of a 
structure of an organic EL element. In the view, the organic EL element of the present 
invention has a substrate 21, and a hole injecting electrode 22 such as ITO, an inorganic 
hole injecting layer 23, a light emitting layer 24, an electron injecting layer 25, and an 
electron injecting electrode 26, which are sequentially formed over the substrate. The 
30 organic EL element of the present invention is not limited to the structure of the 
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illustrated example, and various kinds of modifications and applications are possible. 
[0024] 

In a case of a color display, for example, an organic EL element may have a 
structure as follow: a first hole injecting electrode such as ITO, a first hole injecting 
5 layer, a first light emitting layer, a first electron injecting layer, and a first electron 
injecting electrode are sequentially stacked over a substrate; thereon, a second electron 
injecting layer, a second light emitting layer, a second hole injecting layer, and a second 
hole injecting electrode are sequentially stacked; and further thereon, a third hole 
injecting layer, a third light emitting layer, a third electron injecting layer, and a second 
10 electron injecting electrode are sequentially stacked. 
[0025] 

Alternatively, for example, an organic EL element may have a structure as 
follow: a first electron injecting electrode, a first electron injecting layer, a first light 
emitting layer, a first hole injecting layer, and a first hole injecting electrode are 

15 sequentially staked over a substrate; thereon, a second hole injecting layer, a second 
light emitting layer, a second electron injecting layer, and a second electron injecting 
electrode are sequentially stacked; and further thereon, a third electron injecting layer, a 
third light emitting layer, a third hole injecting layer, and a second hole injecting 
electrode are sequentially stacked. In this case, the electron injecting electrodes and 

20 the like secure light transmitting property. Therefore, each film thickness is preferably 
set to be 100 nm or less. It is to be noted that one or more layers of the above hole 
injecting layers may be an inorganic hole injecting layer. 
[0026] 

If necessary, a hole injecting-transporting layer or a hole transporting layer may 
25 be provided between each hole injecting electrode and hole injecting layer. 
Alternatively, an electron injecting-transporting layer or an electron transporting layer 
may be provided between each electron injecting electrode and electron injecting layer. 
Further, in the above laminated body, all of the hole transporting layers and/or the 
electron transporting layers of the present invention are/is not necessary to be formed as 
30 a layer, and one or more layer may be formed. In a case of a structure in which a 
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plurality of laminated bodies are stacked in such a manner, by forming the hole 
transporting layers and/or the electron transporting layers of the present invention, heat 
resistance is improve, and weatherability is also improved because an organic layer is 
sandwiched between an oxide film or the like. 
5 [0027] 

These examples have a structure in which three laminated bodies each of which 
is one light emission unit are stacked and a full-color display by light emission of three 
primary colors or three primary colors is emitted simultaneously to serve as broad white 
light source. 
10 [0028] 

A hole injecting electrode has a generally structure in which light emitted from 
a substrate side is extracted; therefore, a transparent or semitransparent electrode is 
preferable. As a transparent electrode, ITO (tin doped indium oxide), IZO (zinc doped 
indium oxide), ZnO, SnC>2, In203, or the like can be given, and ITO (tin doped indium 
15 oxide), IZO (zinc doped indium oxide) are preferable similarly to the above electron 
injecting electrode. 
[0029] 

When the hole injecting electrode is an electrode on the side where light is 
extracted, it is preferable that emission wavelength bands be generally 400 ~ 700 nm, 
20 and especially light transmission with respect to each light emission be 80 % or more, 
particularly 90 % or more. When transmissivity is lowered, light emission itself from 
the light emitting layer is attenuated and a tendency that luminance required for the light 
emitting element can not be obtained, is caused. 
[0030] 

25 A thickness of the hole injecting electrode is preferably in a range of 50 ~ 500 

nm, and more preferably in a range of 50 ~ 300 nm so that the hole injecting electrode 
may have a predetermined thickness or more to sufficiently inject holes. Further, the 
maximum thereof is not particularly limited; however, an exceeding thickness causes 
fear of separation and the like. When the thickness is extremely thin, there is a 

30 problem in the point of film intensity, hole transporting ability, or a resistance value. 
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[0031] 

This hole injecting electrode layer can be formed by an evaporation method or 
the like; however, it is formed preferably by sputtering, in particular, by DC sputtering 
or pulse sputtering more preferably. 
5 [0032] 

An organic layer can have the following structure. A light emitting layer has 
a function for transporting holes (holes) and electrons and a function for generating 
excitions by recombination of the holes and electrons. It is preferable for a light 
emitting layer to use a compound that is electric neutral relatively. 
10 [0033] 

An electron injecting- transporting layer has a function for facilitating injection 
of electrons from an electron injecting electrode, a function for transporting electrons 
stably, and a function for preventing holes. This layer increases/shuts the electrons 
injected into the light emitting layer, and optimizes a recombination region to improve 
15 light emitting efficiency. 
[0034] 

A thickness of the light emitting layer and a thickness of the electron 
injecting-transporting layer are not particularly limited and different depending on a 
forming method; however, each layer has preferably a thickness of approximately 5 ~ 
20 500 nm, in particular, 10 - 300 nm in general. 
[0035] 

A thickness of the electron injecting-transporting layer depends on a design of 
a recombining and light emitting region; however, a thickness of the electron 
injecting-transporting layer may be comparable with that of the light emitting layer or as 

25 approximately 1/10 ~ 10 times as that of the light emitting layer. When each injecting 
layer and transporting layer of electrons is separated, it is preferable that the injecting 
layer be 1 nm or more, and the transporting layer be 1 nm or more. The maximum 
thickness of each of the injecting layer and the transporting layer in this point is 
respectively approximately 500 nm and approximately 500 nm. When two 

30 injecting-transporting layers are formed, each film thickness is the same as the above. 
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[0036] 



In a light emitting layer of an organic EL element, a fluorescent substance that 
is a compound having a light emitting function is contained. As such a fluorescent 
substance, for example, at least one selected from compounds such as quinacridone, 
5 rubrene, styryl based pigments, which are compounds disclosed in Japanese Patent 
Laid-Open No. S63-264692, can be given. Further, a quinoline derivative such as 
metal complex pigments in which 8-quinolinol such as tris(8-quinolinolato)aluminum or 
a derivative thereof is ligands; tetraphenylbutadiene; anthracene; perylene; coronene; a 
12-phtaloperinon derivative; or the like can be given. Furthermore, a phenylantracen 
10 derivative of Japanese Patent Application No. H6-110569, a tetraaryl ethene derivative 
of Japanese Patent Application No. H6-114456, or the like can be used. 



It is preferable to use the fluorescent substance by combining with a host 
substance that is capable of emitting light by itself, and the fluorescent substance is 

15 preferably used as dopant. In such a case, content of a compound in a light emitting 
layer is preferably 0.01 - 20 wt%, and further preferably 0.1-15 wt%. When the 
fluorescent substance is used by being combined with the host substance, emission 
wavelength characteristics of the host substance can be changed. Then, light emission 
shifted to a longer wavelength can be performed, and light emitting efficiency and 

20 stability of an element is improved. 



As a host substance, a quinolinolato complex is preferable. Furthermore, an 
aluminum complex in which 8-quinolinol or a derivative thereof is ligand, is preferable. 
As such an aluminum complex, one disclosed in Japanese Patent Laid-Open No. 
25 S63-264692, Japanese Patent Laid-Open No. H3-255190, Japanese Patent Laid-Open 
No. H5-70733, Japanese Patent Laid-Open No. H5-258859, Japanese Patent Laid-Open 
No. H6-2 15874, and the like, can be given. 



[0037] 



[0038] 



[0039] 

Specifically, 
30 bis(8-quinolinolato)magnesium, 



first, 



tris(8-quinolinolato)aluminum, 
bis(benzo{f}-8-quinolinolato)zinc, 
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bis(2-methyl-8-quinolinolato)aluminurn oxide, tris(8-quinolinolato)indium, 
tris(5-methyl-8-quinolinolato)aluminum, 8-quinolinolato-lithium, 
tris(5-chloro-8-quinolinolato)gallium, bis(5-chloro-8-quinolinolato)calcium, 
5,7-dichloro-8-quinolinolato-aluminum, 
5 tris(5,7-dibromo-8-hydroxyquinolinolato)aluminum, 

poly[zinc(II)-bis(8-hydroxy-5-quinolinyl)methane], or the like are given. 
[0040] 

Further, in addition to 8-quinolinol or a derivative thereof, an aluminum 
complex having other ligands may be employed. As such an aluminum complex, 

10 bis(2-methyl-8-quinolinolato)(phenolato)aluminum(IIl), 

bis(2-methyl-8-quinolinolato)(ortho-cresolato)aluminum(III), 
bis(2-methyl-8-quinolinolato)(meta-cresolato)aluminum(III), 
bis(2-methyl-8-quinolinolato)(para-cresolato)aluminum(IIi), 
bis(2-methyl-8-quinolinolato)(ortho-phenylphenolato)aluminum(III), 

15 bis(2-methyl-8-quinolinolato)(meta-phenylphenolato)aluminum(III), 
bis(2-methyl-8-quinolinolato)(para-phenylphenolato)aluminum(III), 
bis(2-methyl-8-quinolinolato)(2,3-dimethylphenolato)aluminum(III), 
bis(2-methyl-8-quinolinolato)(2,6-dimethylphenolato)aluminum(HI), 
bis(2-methyl-8-quinolinolato)(3,4-dimethylphenolato)aluminum(III), 

20 bis(2-methyl-8-quinolinolato)(3,5-dimethyl-phenolato)aluminum(III), 
bis(2-methyl-8-quinolinolato)(3,5-di-rerr-butylphenolato)aluminum(III), 
bis(2-methyl-8-quinolinolato)(2,6-diphenylphenolato)aluminum(III), 
bis(2-methyl-8-quinolinolato)(2,4,6-triphenylphenolato)aluminum(III), 
bis(2-methyl-8-quinolinolato)(2,3,6-trimethylphenolato)aluminum(III), 

25 bis(2-methyl-8-quinolinolato)(2,3,5,6-tetramethylphenolato)aluminum(III), 
bis(2-methyl-8-quinolinolato)(l-naphtholato)aluminum(III), 
bis(2-methyl-8-quinolinolato)(2-naphtholato)aluminum(lll), 
bis(2,4-dimethyl-8-quinolinolato)(ortho-phenylphenolato)aluminum(III), 
bis(2,4-dimethyl-8-quinolinolato)(para-phenylphenolato)aluminum(III), 

30 bis(2,4-dimethyl-8-quinolinolato)(meta-phenylphenolato)aluminum(III), 
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bis(2,4-dimethyl-8-quinolinolato)(3,5-dimethylphenolato)aluminum(III), 
bis(2,4-dimethyl-8-quinolinolato)(3,5-di-rerf-butylphenolato)alurninum(III), 
bis(2-methyl-4-ethyl-8-quinolinolato)(para-cresolato)aluminum(III), 
bis(2-methyl-4-methoxy-8-quinolinolato)(para-phenylphenolato)aluminum(III), 
5 bis(2-methyl-5-cyano-8-quinolinolato)(ortho-cresolato)aIuminum(III), 

bis(2-methyl-6-trifluoromethyl-8-quinolinolato)(2-naphtholato)alummum(III), or the 

like are given. 

[0041] 

In addition, 
10 bis(2-methyl-8-quinolinolato)aluminum(III)-[i-oxo-bis(2-methyl-8-quinolinolato)alurni 
num(III), 

bis(2,4-dimethyl-8-quinolinolato)aluminum(III)-u-oxo-bis(2,4-dimethyl-8-quinolinolato 
)aluminum(III), 

bis(4-ethyl-2-methyl-8-quinolinolato)aluminum(III)-^-oxo-bis(4-ethyl-2-methyl-8-quin 
15 olinolato)aluminum(III), 

bis(2-methyl-4-methoxyquinolinolato)alurninum(III)-^-oxo-bis(2-methyl-4-methoxyqui 
nolinolato)aluminum(III), 

bis(5-cyano-2-methyl-8-quinolinolato)aluminum(III)-|i.-oxo-bis(5-cyano-2-methyl-8-qui 
nolinolato)aluminum(HI), 
20 bis(2-methyl-54rifluorornethyl-8-quinolinolato)aluminum(III)-M,-oxo-bis(2-methyl-5-tri 
fluoromethyl-8-quinolinolato)aluminum(III), or the like may be employed. 
[0042] 

As for other host substances, a phenylanthracene derivative described in 
Japanese Patent Application No. H6-110569, a tetraaryl ethene derivative described in 
25 Japanese Patent Application No. H6-114456, or the like are preferable. 
[0043] 

A light emitting layer may serve as an electron transporting layer. In such a 
case, it is preferable to use tris(8-quinolinolato)aluminum or the like. These 
fluorescent substances may be evaporated. 
30 [0044] 
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In addition, it is preferable that a light emitting layer be a mixed layer of at 
least one kind of hole injecting-transporting compounds and at least one kind of electron 
injecting-transporting compounds as needed. Furthermore, it is preferable that dopant 
be contained in this mixed layer. Content of the compounds in such a mixed layer is 
5 0.01 - 20 wt%, and further, 0.1 ~ 15 wt% is preferable. 
[0045] 

Since a hopping conduction pass of carriers can be performed in the mixed 
layer, each carrier is transferred in a substance that is advantageous to polarity, and 
carrier injection of opposite polarity is hardly generated. Therefore, an organic 

10 compound is hardly damaged to improve lifetime of an element as an advantage. A 
characteristic of a light emission wavelength of the mixed layer itself can be changed by 
containing the above dopant in such a mixed layer. As well as shifting a light emission 
wavelength to a longer wavelength, light emission intensity can be increased and 
stability of an element can be improved. 

15 [0046] 

A hole transporting compound and an electron transporting compound, which 
are used in a mixed layer, may be respectively selected from compounds for a hole 
transporting layer and compounds for an electron transporting layer described below. 
Above all, as a compound for a hole transporting layer, it is preferable to use an amine 
20 derivative having strong fluorescence, for example, a triphenyldiamine derivative that is 
a hole transporting material; a styrylamine derivative; and an amine derivative having 
an aromatic condensed ring. 
[0047] 

As for a compound having an electron transporting property, it is preferable to 
25 use a quinoline derivative; and further, a metal complex in which 8-quinolinol or a 
derivative thereof is ligands, in particular, tris(8-quinolinolato)aluminum (Alq3). 
Further, it is also preferable to use the phenylanthracene derivative and the tetraaryl 
ethene derivative described above. 
[0048] 

30 As for a compound for a hole transporting layer, it is preferable to use an amine 
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derivative having strong fluorescence, for example, a triphenyldiamine derivative; a 
styrylamine derivative; and an amine derivative having an aromatic condensed ring, 
which are the above hole transporting material. 
[0049] 

5 Mixture ratio in such a case depends on each carrier mobility and carrier 

concentration. However, it is preferable that weight ratio of a compound of a hole 
transporting compound/a compound having an electron transporting function be 
generally set to be about 1/99 ~ 99/1, more preferably, 10/90 - 90/10, and further more 
preferably, about 20/80 ~ 80/20. 
10 [0050] 

It is preferable that a thickness of the mixed layer be the same thickness or 
more as one layer of a molecular layer; and be also less than a film thickness of an 
organic compound layer. Specifically, a thickness of 1 ~ 85 nm is preferable, further, 5 
~ 60 nm, and particularly, 5 ~ 50 nm is preferable. 
15 [0051] 

As a method for forming the mixed layer, co-evaporation in which evaporation 
is performed by different evaporation sources, is preferable. However, when vapor 
pressure (an evaporation temperature) of evaporation sources are a comparable level or 
extremely close to each other, the different sources can be mixed in a same evaporation 

20 board in advance to perform evaporation. It is preferable for the mixed layer that 
compounds be equally mixed; however, the mixed layer may have island-shape 
compounds in some cases. As a light emitting layer, an organic fluorescent substance 
is generally evaporated or dispersed in a resin binder to perform coating; whereby, the 
light emitting layer is formed to have a predetermined thickness. 

25 [0052] 

As a preferable substance for the light emitting layer, particularly, an aluminum 
complex in which 8-quinolinole or a derivative thereof is ligands, and a mixed layer in 
which a tetraaryl benzidine compound is doped with a fluorescent substance such as 
rubrene and coumarine, are given. Such a mixed layer has a mixture ratio where an 
30 aluminum complex : a tetraaryl benzidine compound is about 1 : 1 by mixing. Then, 
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this mixed layer is preferably doped with a doping fluorescent substance such as 

rubrene at 0.01 - 20 mol%. 

[0053] 

In addition to an inorganic hole injecting layer of the present invention, in a 
5 case of forming an organic hole injecting-transporting layer, for example, various 
organic compounds disclosed in Japanese Patent Laid-Open No. S63-295695, Japanese 
Patent Laid-Open No. H2-191694, Japanese Patent Laid-Open No. H3-792, Japanese 
Patent Laid-Open No. H5-234681, Japanese Patent Laid-Open No. H5-239455, 
Japanese Patent Laid-Open No. H5-299174, Japanese Patent Laid-Open No. H7-126225, 

10 Japanese Patent Laid-Open No. H7-126226, Japanese Patent Laid-Open No. H8-100172, 
EP0650955A1, and the like can be used for a hole injecting-transporting layer. As 
examples thereof, a tetraaryl benzidine compound (triaryldiamne or triphenyldiamine: 
TPD), aromatic tertiary amine, a hydrazone derivative, a carbazole derivative, a triazole 
derivative, an imidazole derivative, an oxadiazole derivative having an amino group, 

15 polythiophene, and the like are given. One kind of these compounds may be used, and 
two or more kinds of these compounds may be together used. When two or more 
kinds are used together, layers may be independently formed for each compound to be 
stacked, or the compounds may be mixed. 
[0054] 

20 In an electron injecting-transporting layer that is provided as needed, a 

quinoline derivative including an organic metal complex in which 8-quinole or a 
derivative thereof is ligands such as tris(8-quinolinolato)aluminum (Alq 3 ), an 
oxadiazole derivative, a perylene derivative, a pyridine derivative, a prydimidine 
derivative, a quinolxaline derivative, a diphenylquinone derivative, a nitro-substituted 

25 fluorine derivative, or the like can be used. An electron injecting-transporting layer 
may serve as a light emitting layer. In such a case, it is preferable to use 
tris(8-qumolinolato)aluminum or the like. A formation of an electron 
injecting-transporting layer depends on evaporation or the like, which is similar to a 
light emitting layer. 

30 [0055] 
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In a case where an electron injecting-transporting layer is divided into an 
electron injecting layer and an electron transporting layer, a preferable combination 
selected from compounds for the electron injecting-transporting layer can be used, and 
an electron injecting layer using the above insulating material can be used by combining. 
5 At this time, it is preferable to stack layers in order of compounds having a large value 
of electron affinity from an electron injecting electrode. Such an order of stacking 
layers is also employed in the case of providing two or more electron 
injecting-transporting layers. 
[0056] 

10 After forming each layer having an organic EL structure, a protective film 

using an inorganic material such as SiO x , an organic material such as Teflon and a 
fluorocarbon polymer including chlorine, or the like may be formed. The protective 
film may be transparence or opacity, and a thickness of the protective film is about 50 - 
1200 nm. The protective film may be formed by, in addition to the above reactive 

15 sputtering, commonly sputtering, an evaporation method, a PECVD method, or the like. 
[0057] 

Further, it is preferable that a sealing plate be provided over an element to 
prevent an organic layer and electrodes in the element from oxidization and mechanical 
damage. The sealing plate is attached and sealed with an adhesive resin or the like to 

20 prevent intrusion of moisture. An inert gas such as Ar, He, and N 2 ; or the like is 
preferable for a sealing gas. Water content of this sealing gas is preferably 100 ppm or 
less, more preferably 10 ppm or less, and especially, 1 ppm or less. There is not a 
lower limit for this water content particularly; however, an ordinary lower limit is about 
0.1 ppm. 

25 [0058] 

As a material for a sealing plate, and a transparent or semi-transparent material 
such as glass, quartz, and resin can be given, which has preferably a flat shape. In 
particular, glass is preferable. Although alkali glass is preferable as such a glass 
material, in addition, a glass composition such as soda lime glass, lead alkali glass, 
30 borosilicate glass, aluminosilicate glass, or silica glass is also preferable. As a method 
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for forming the plate, a roll-out method, a down load method, a fusion method, a float 
method, and the like are preferable. As a surface treatment method for the glass 
material, polishing and process treatment, Si0 2 barrier coating treatment, or the like is 
preferable. Among these, a glass material without surface treatment, which uses a 
5 soda lime glass formed by a float method, is preferable because it can be used 
inexpensively. As a sealing plate, in addition to a glass plate, a metal plate, a plastic 
plate, or the like can also be used. 
[0059] 

As a sealing plate, a height thereof may be adjusted by using a spacer, and a 
10 desired height may be hold. As a material of a spacer, resin beads, silica beads, glass 
beads, glass fibers, or the like can be given. In particular, glass beads or the like is 
preferable. A spacer is ordinarily particles having a uniform grain diameter. 
However, a shape thereof is not particularly limited, and various shapes may be 
employed as long as they do not obstruct a function as a spacer. As a size thereof, a 
15 diameter in terms of a circle is preferable 1-20 nm, more preferably 1-10 \nm, and 
especially, 2-8 pm. It is preferable that such a diameter have a grain length of about 
100 urn or less. Though a lower limit thereof is not particularly controlled, an ordinary 
lower limit is about 1 urn. 
[0060] 

20 In a case where a recess is formed in a sealing plate, a spacer may be used or 

not. As a preferable size in the case of using a spacer, the above range may be 
employed; however, a range of 2 - 8 |j.m is particularly preferable. 
[0061] 

A spacer may be mixed in a sealing adhesive in advance or may be mixed when 
25 attaching. Spacer content in the sealing adhesive is preferably 0.01 - 30 wt%, and 
more preferably 0.1-5 wt%. 
[0062] 

An adhesive is not particularly limited as long as it holds stable adhesive 
intensity and airtightness is preferable. However, it is preferable to use an UV 
30 curing-epoxy resin adhesive of cation curing type. 
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[0063] 

A material of a substrate is not particularly limited and can be approximaterly 
determined depending on a material of electrodes in a stacking organic EL structure or 
the like. For example, a metal material such as Al, a transparent or semi-transparent 
5 material such as glass, quartz, or resin, or an opaque material may be employed. In 
this case, in addition to glass, ceramics such as alumina, a material in which insulating 
treatment such as surface oxidization to a metal sheet such as stainless is performed, a 
thermosetting resin such as a phenolic resin, a thermoplastic resin such as polycarbonate, 
or the like can be used. 
10 [0064] 

A color filter film, a color conversion film containing a fluorescent substance, 
or a derivative reflective film may be used over a substrate to control light emitting 
color. 
[0065] 

15 A color filter used in a liquid crystal display and the like may be used in the 

color filter film. Characteristics of the color filter may be adjusted in accordance with 
light emitted from an organic EL element, and extraction efficiency and color purity 
may be optimized. 
[0066] 

20 When a color filter is used, which can cut outside light of a short wavelength of 

which light is absorbed by an EL element material and a fluorescent conversion layer, 
light resistance of an element and contrast of a display is improved. 
[0067] 

Further, an optical thin film like a derivative multilayer film may be used 
25 instead of a color filter. 
[0068] 

A fluorescent conversion filter film absorbs light of EL light emission and 
emits light from a fluorescent substance in a fluorescent conversion film so that color 
conversion of light emission color is performed. A composition is formed from three 
30 of a binder, a fluorescent material, and a light absorption material. 
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[0069] 

A fluorescent material that has basically high fluorescent quantum yield may be 
used, and it is desirable that the material have strong absorption in an EL emission 
wavelength region. In practice, laser pigment or the like is suitable, and a 
5 rhodamine-based compound, a perylene-based compound, a cyanine-based compound, 
phthalocyanine-based compound (including sub-phthalocyanine or the like), 
naphthaliimide-based compound,- a condensed ring hydrocarbon-based compound, a 
condensed heterocyclic-based compound, a styryl-based compound, a coumarine-based 
compound, or the like may be used. 
10 [0070] 

As a binder, a material that does not basically quench fluorescence may be 
selected. The binder in which minute pattering can be performed by photolithography, 
printing, or the like, is preferable. Further, a material that is not damaged when 
depositing of ITO and IZO, is preferable. 
15 [0071] 

When light absorption of a fluorescent material is insufficient, a light 
absorption material is used; however, it may not be used if unnecessary. A light 
absorption material that does not quench fluorescence of the fluorescent material may 
be selected. 
20 [0072] 

Since a homogeneous thin film can be formed in a formation of a light emitting 
layer and an electron injecting-transporting layer, a vacuum evaporation method is 
preferably used. In a case of using a vacuum evaporation method, a homogeneous thin 
film in which an amorphous state or a grain size is 0.1 pm or less, can be obtained. 
25 When the grain size exceeds 0.1 pm, heterogeneous light emission is generated, a 
driving voltage of an element is required to be increased, and then, injection efficiency 
of an electric charge is remarkably reduced. 
[0073] 

A condition of vacuum evaporation is not particularly limited; however, it is 
30 preferable that a degree of vacuum be set to be 10" 4 Pa or less, and an evaporation rate 
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be set to be about 0.01 ~ lnm/sec. In addition, it is preferable that each layer be 
formed in succession in vacuum. By a formation in succession in vacuum, impurities 
are prevented from adsorbing to an interface of each layer, and then, high characteristics 
can be obtained. Further, a driving voltage of an element can be reduced, and 
5 generation and development of a dark spot can be suppressed. 
[0074] 

In a case of using a vacuum evaporation method to form each of these layers, 
when a plurality of compounds is contained in one layer, it is preferable that each boat 
containing a compound be co-evaporated by individually controlling a temperature. 
10 [0075] 

In an organic EL element, a direct current driving, a pulse driving, or the like is 
performed, and an applied voltage is ordinarily about 2 ~ 30 V. 
[0076] 
[Example] 

15 Hereinafter, a specific example of the present invention is shown with a 

comparative example, and the present invention is explained in further detail. 
[0077] 

<Example 1> 

Over a glass substrate, an ITO transparent electrode-thin film was formed to 
20 have a thickness of 100 nm by RF sputtering and patterned. This glass substrate with 
the ITO transparent electrode was subjected to ultrasonic cleaning with the use of 
neutral detergent, acetone, and ethanol, and pulled up from boiling ethanol to be dried. 
After a surface of the transparent electrode was subjected to UV/O3 cleaning, the glass 
substrate was fixed in a substrate holder in a vacuum evaporation device to reduce 
25 pressure to lxlO -4 Fa or less in a tank. 
[0078] 

Next, the glass substrate was shifted to another sputtering device with keeping 
a state of pressure reduction, and an inorganic hole injecting layer was formed to have a 
thickness of 10 nm with sputtering pressure of 0.5 Pa. In this case, Ar was used for a 
30 sputtering gas, injecting electricity was set to be RF 100 W, and the formed film 
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contained carbon as its main component. To this film, one or two or more kinds of 
elements selected from B, Al, Ga, In, Tl, and As; or one or two or more kinds of 
compounds selected from nickel oxide, chromium oxide, ferrous oxide, and 
molybdenum oxide was deposited, in which B, Al, Ga, In, Tl, or As was contained at 0.5 
5 -5 at%; or in which nickel oxide, chromium oxide, ferrous oxide, or molybdenum 
oxide was respectively contained at about 5-50 at% in terms of a metal. Further, the 
deposited film had a state in which microcrystal was mixed with amorphous. 
[0079] 

In addition, while pressure reduction was kept, 
10 jV"^V'-tetrakis(m-biphenyl)-l,l'-biphenyl-4,4'-diamine (TPD) and 

tris(8-quinolinolato)aluminum (Alq 3 ) were mixed at 1 : 1, and were doped with 5 mol% 
of rubrene having the following structure to be evaporated by a total evaporation rate of 
0.2 nm/sec to have a thickness of 40 nm, so that a light emitting layer was formed. 
[0080] 

15 [Chemical Formula 1] 
[0081] 

Furthermore, while pressure reduction was kept, tris(8-quinolinolato)aluminum 
(Alq 3 ) was evaporated by an evaporation rate of 0.2 nm/sec to have a thickness of 30 
nm, so that an electron injecting-transporting layer was formed. 
20 [0082] 

Next, while pressure reduction was kept, Mg and Ag (weight ratio was 10 : 1) 
was evaporated by an evaporation rate of 0.2 nm/sec to have a thickness of 100 nm, so 
that an electron injecting electrode was formed. Then, Al was evaporated to have a 
thickness of 100 nm as a protective electrode to obtain an organic EL element. 
25 [0083] 

Finally, the glass sealing plate was attached, so that an organic EL element was 

formed. 
[0084] 

As a comparative sample, 

30 N'JT -diphenyl-A r, X-bis[AT-(4-methylphenyl)-JV-phenyl-(4-aminophenyl)] - 1 , 1 '-biphenyl 
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-4,4' -diamine was evaporated by an evaporation rate of 0.2 nm/sec to have a thickness 
of 50 nm over the ITO hole injecting electrode, so that a hole injecting layer was formed. 
Then, tris(8-quinolinolato)aluminum (Alq 3 ) was evaporated by an evaporation rate of 
0.2 nm/sec to have a thickness of 50 nm, so that an electron injecting-transporting and 
5 light emitting layer was formed. In other than this point, a comparative sample was 
manufactured in the same manner with the above. 
[0085] 

When a direct current voltage was applied to each organic EL element and 
constant current driving of 10 mA/cm 2 was performed, light emission equal to that of 
10 conventional comparative samples can be confirmed. Further, generation of a leakage 
current and a dark spot can not be confirmed. 
[0086] 

[Effect of the Invention] 

In accordance with the present invention as described above, an organic EL 
15 element provided with heat resistance and weatherability can be provided, which can 
suppress generation of a leakage current and a dark spot, and realize stable physical 
properties and mass productivity at low cost. 
[Brief Description of the Drawing] 

[FIG 1] is a view schematically showing an example of a structure of an organic EL 
20 element of the present invention. 
[Explanation of References] 
21: substrate; 

22: hole injecting electrode; 
23: inorganic hole injecting layer; 
25 24: light emitting layer; 

25: electron injecting layer; and 
26: electron injecting electrode. 
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©ff$©±PSi±, iim. iSAlT* 5 0 OnmglSs Hiitl 
t?5 0 0nmg^T-&a o ^ CD J; 5 ftJBPtoV ?£ 
A$i!i*iS & 2 tt 5 t £ t> IH D -C h 5 o 

[0036] tiELif®i)tiiiB, mytmmz^ 

stfttt^Wi LTIi, tfjaitf. #HBS6 3 - 2 6 4 6 9 

s^«'>ft< ttia^wbixs. hyx (s 
y, -<!)yy, ap^y 1 2-y ? v-<y j ymmfc 

m*mf e>tu5„ sbttt, wm¥6- 1 1 0 5 6 9-*§- 

©7x=;l,ryh7tyf^ »6-11445 

6 -tror h 97 y -^t- yfl^f^Srfflv^ r t tfi~Q 

£5o 

[0 0 3 7] Sfc, ^gft:T*3t^RllB4*^ htftK 

■5 fb-g-tico-a-^'fti-i 0 . oi~2o wt% , ^ t_> \a± 0 . 

1- 1 5vrt% ffc5Ct«4U\ FWift^ 

[0038] *x h«t LTn, ^y y mww* 
»4L<, ^^iciis-^y y /-/vt-tcmcomm^ 

?ir/U5-'7Aig#:t LTW:, #r?BSB6 3- 2 6 4 6 9 

2 $fffl¥- 3- 2 5 5 1 9 0^ 5 - 7 0 7 3 

3 ^ WISsp 5 -2 5 8 8 5 9^ 6-2158 

[0039] mm\at, hy^ (s-^yy/ 

7 h) r^5->?A, tr^ (8-^yyy9b) 
iy>7 a, t-^ (^yy* { f } - s -^y y y 9 h) ffi 

a^^/K, hy^ (8-^yyyyb) 

hyx (5-y9"/v-8-^y y y? h) r^s = >7 

A, 8-^yy/7F!Jf7^, VV X (5-7BD- 

8-^yyyyb) ^ry^A s tr* (5-^00-8- 

^;!)/7h) */y-y(/A, 5, 7-i?^D/I^-8-=3r 
;!)/7h7/l'^ l )i» 1 hy^(5, 7-syyp^- 



8-fc Kndrv-^f/ y ;y b) 7/1-5 = ^ tf}) [M 

IS (ii) -fx (8-tKo^-5-^;j)=/i-) y 
[0040] 8-*y y y-/i^fc«^©si«fft: 
fei<, r©i9il)»iLttt, fx (2-yfvi-— 

8-^yy/7h) (7xy 7 M 7/W5 = !7A(III) 

, fx (2-^^-8-^/ y y 7 to oavn-- 

H 7/V5=?A(III) , fx (2-^^- 

(in) , fx (2-y tvu— 8 y y 7 h) (^7 
7/^5 = ^(111) , fx (2-^f;v 

7/t-5 = 7A(in) , fx (2-y^-8-^y y y 
7b) y?-7x^pyx77h) r/v^^Adi 

I) , fx (2-y^/u-8-^y y y 7 (^7- 

7x^7x/7M 7/W5 = ?A(III) , fx (2- 

y^-8-^y y y 7 b) (2, 3-^^71; 

5H T)V 5 = ? A (III) , fx (2-y^V-8-df 

yyy7h) (2, e-v^Tv^^y^ m 7/^5 = 
17 A (in) , fx (2-^f;i/-8-*yyy7h) 

(3, 4-^^^7x7 5 h) 7/1/ 5 = ? A (III) , 

fx ( 2 — y Tvv— 8 — ^f-y y y 7 fO (3, s-v'y 

f/l/7x/7h) 7/1^5 = 17 A (III) , fx 
/V-S-Jf/y;7M (3, 5 -v ; -tert-7"^/W7 
1/7H 7A-5 = ?A(III) , fx (2-y^-8 
-*JV/7Y) (2, 6-^7x^71/7 1-) r 

,v*~^Miu) , fx (2-y^-8-dfy y 77 

h) (2, 4, 6-F'J7x=/W7x77M 

7A(in) , fx (2-y^-8-^y y y 7 h) 

(2, 3, 6-Fy^»7x/7h) r/K=7A(I 

ii) , fx (2-y^w-8-^y y y 7 N) (2, 

3, 5, 6-7 F7^f/W7x7 7 b) 7/I^5 = 7A(I 

II) , fX (2-^f^-8- + y!J/7M (1-7- 
7h7h) 7/W5 = '7A(III) , fX (2-y^-8 

-^yyy7h) (2-7-7 h 7 h) 7^5=^(11 

i) , fx (2, 4-v J y^/v-8-^y y y 7 h) 

(i;H-7i=/V7i;7H 7/1-5=^(111) , 

fx (2, 4-Wf/i'-8-^;!J;7l') (/<7- 
7x-;i'7x/7H 7/U5=7A(III) , fx (2, 

4->?y fvw- 8 -*y y y 7 M (^-7x=^7 

x/7h) 7/W5=7A(III) , fx (2, 4-77f 

/V-8-3V y y 7 H (3, 5-y^f/V7x/7 

h) 7/1^5 = ^(111) , fx (2, 4-v J y^- 8 
M (3, 5-y-tert-7*f^7x/7 
h) 7/t-5 = |7A (III) , fx (2-y^/V-4-^f^ 

^-8-^y y y 7 h) (/-^-y i^y*7 h) 7a-5 = 

7A(III) , fx (2-y^-4-y b^->-8-^r 

yyy7h) (^7-7x^71/7^ r/K^7 
a (in) , fx (2-^f/v-5-yry-8-^f/!J 



/7h) (tfvl/ f>-* W/7 M 7/V5 = 7A(III) , 
fx (2-y^/W-6- h y 7/VtP^f*-8-^f/ 

yy^h) (2-7-7 h7 h) 7a-5 = ?a<iii) 

fc5„ 

[0041] '©(57)\ fx (2-y^/v-8-^y y 
y^h) 7a-5 = i7a(iii) -ji-«y-« (2- 
ygs^-s-^y y y 7 H 7a-5 = >7a(iii) , fx 

(2, 4-i>y^/v-8-^y y y 7 b) 7/1^5 = 7 a 

(III) - tf -^y-tf7, (2, 4-v^/f*-8-Jf 
J V y 7 b) 7/W5 = 7A(III) > .fx (4 -=771"- 
2->f;V-8-^7 y y 7 h) 7/1- 5 = 7 A (III) - 

/i-^-^y-fx (4-=f L ^-2-y^-8-= J fy 

7/1-5 = 7A(III) , fx (2-y 971— 4 

-y h^y^y y y 7 h) 7/1-5 = 7 a (111) 
df-y-fx (2-y-^/u— 4-y h^y^y y y 7 h) 

7/W5 = !7A(III) , fx (5-v-7y-2-y^/V- 
8-^7J)77h) 7/1- 5 = 7 A (III) -n-Hr^V- 
fx (5->7/-2-/f*- 8-^7 y 77 h) 7 
/l-5 = 7A(III) , fx (2-^f/V-5-H7;Ut 

ny^/u-8-^y y /7 to 7/1-5 = ^(111) 
-^-jfy-fx (a-^f^-s-h^/vtn^f/i- 
-8-^-yyy7h) 7/i-5 = 7A(iii) ^-efco-rt 

[0 0 4 2] Z<D\Zfr(D-fcX bWoWb LTIi, »I¥6 
- 1 1 0 5 6 9-5t-[c!Efc©7^=/W7y hy-fey^W* 
-^H¥ 6- 1 1 4 4 5 6 -^-l3.fHic©7 (-77!) -/l-= 

[0 0 4 3] !83t:Htt«^«iaiJiSr**afcfeeo-caS)or 
t>J:<, r©j;5^»#ehyx ( 8 -^y y y 7 h) 

7 ^ 5 = !7 A ^ Srffiffl -T 5 i t *s*f * U ^ ^ n ?> 

[0 0 4 4] Sfc, ?§7tJit4, ^KUftUT, '>*<t 
1 1 S»*-/H3iAfli*tt{t^-ti t < t % l SOS 

»4 bv\ r © J; 5 ^r^Jfl'^ltSf^fero-a^* 
!4, 0. 0 1~2 0wt%, ^ibt-f40. l~15wt« i: 

[0045] *tyro*yi?y^gi/< 

X^-Ct y 7t4Stt6<3t^lj!iifeScf'?r 

«p»U ii»ffitt«= :! r-ty7a;AfiSc:f)('< <<e5fc 
ft, *BWb^**^-S>SrSttfc<<!fct>, 

i © J; 5 ftJS*« S*5^ttJ:9, ?S^Ji i f* 
[0 0 4 6] j^JftfflV^*L5*-A4KSttft^*l3 

iva^wjmfk^tt, m»©*-/m^)iffl 
©^-a-ti^it^w^-^jiffl©^^©^^^^^ 



r 5 >PI«ft, ffi«^a«rjf37 5 VSSJSfcfcffl^ 

[oo47] mm±(D{t^ t u-m, y 

T/WS-^A (Alq3) SrfflV>5rt*s#*L.V>. 4 
[0 0 4 8] ^-Mimm^nit-B-^l t LXti, 

[0 0 4 9] -®i§i§-ro?^ttfi, *Mti©^fty7 

&ttfc£foroft£fc/S^ttiS«aB**i-3<[;3*rofi 
fittJjS, 1/9 9-9 9/ 1, 5 ktc£?£L<}il 0/ 
90-90/10, L< (42 0/8 0 — 8 0/ 

2 0S*tne5J;5(-i-5ri:/ J s »£LV\ 
[0050] fl^l©jf:$(4, a^S-Bl-ffiS 

$?£U\, JWfc#ncf£l~8 5nmi:-r5r t^ifiL 

[0051] t^mor^^mt urn nfts 

IR3|HKJ:5*«****}II5#^#*LV^ iK«E OK 
ffco-cUK. «3tS«, -jftWdtt, Wfl^fsSt 

[0 0 5 2] #t'?§3teJf i: LTjSfS LV^cDtC, 
7 y y-yPS/ci4^©ISj##:SrlEf5i^ti-Sr^$ = '? 
AiUfti, f h77y-;^y^>yft^il: > /^V 

/l-yuv^coK-f^^3tteSfSr0. 0 1-2 0 
mol% F— f Ufc t £ \ 
[0 0 5 3] £fc, *^BJl(DSE^*-^a7v^roffi{-s 

iillltt, #BP8 63-295695 ^<k 

ft, #I¥2- 1 9 1 6 9 4#&«, 4$M¥3 - 7 9 2 
5 - 2 3 4 6 8 1 #Bfi3]Z 5-2 



3 9 4 5 5 #i?¥ 5- 2 9 9 1 7 4 # 

0B¥ 7-126225 #&#L #M¥ 7-126226 
#M¥ 8-100172 ^$R, E P 0 6 5 0 
9 5 5 A 1 4Stt|E«$^TV>5#ffi^T«t{t:^**fflV>S 

ti { h y 7 d -;i-v?7 ; y /iv^ l h y 7 s^yy 5 

V : TPD) , ^fS£!7?y, t Yy-/ymm{^ 

j]^^/-;vmm*. Fy77-^it^ -rs^y- 

[0 0 5 4] ^StJSU.TRftfeixS^aAlft 
i*Ittt, f-y* (8-^;y;7f) ta-*~<>a 
(Aiq s ) ^©8-^y y /-/^fc(i-?:cof|*fr^ 

t^7-/-/vsw#, ^yi^BNM*, fj-^ii 
ft, t°y?^>-p«ft, 3r/*-fv>wm^ i>y^~ 

•cfcot 1 bJ:<, c©J;5^-g-iihyx (8-*;!i 

[0055] m*m*jmffi*x*%LkMk9fr9&H 

5„ rcofct, m^ffiASHiM^feS^UfPTjcofgcD^ 

^^liIli^rov^ri4, m^aA»^ii&2i«±igits t 

[0 0 5 6] «E L*5tft:«-S*BgKLfc«^, S i 

(45 0-1 2 0 OnraSSt-TSo ffi«Jll±, fllE»E^ 
[0 0 5 7] £ bl^ *^©*«6Jf^«ffifl[)»{l2S:Kv^ 

lh#*tt, Ar, He, N 2 ^©^?5tt**X^^^£ L 
v\ Sfc, d©WJfc#*ro*#£;f 100 p pm £l 
T, £!)4f*L<lilO ppmJiiT, #t(4 1 ppmmT^ 

V>/4?, S^O. 1 ppmga-Cfe5 0 
[0 0 5 8] ftihffioWt UT(4, »S L < [4¥fi«: 



m*mft>tiZAK #l^7^W4LV\ i©4 5ft 

^yxf^u, TA^y^^^st-v^s, c© 

fife, y-^R*7^, »7/^yf7X, *->^-fl£ 

#7*, T/i^ /-W$;#7*, ~>Vfitfyx%f<D#y 
**lfijc©t>©t>$J;i;LV\, ^(nmwi&t^x 

lt(±, wi^jpx^a, s i o/<u ir— H^aa^ 

y-y«"£>c^7^T«, SE&a©M^#7;*tt#2c«K: 
ttfflT?*, #4LV\ iMtffit LTft, #?*«EW=: 

[ 0 0 5 9 ] ft-lttRtt, tf— SrffiV^-Cift^&pS 

L, 3fH©**fcfiM*L-ctJ:v\ y— ©tffl-i: 

L-ctt, «figf-y\ ixy*tf-x, #7*tr-x, # 

1?--{4, as-, *iiscoiiofce^ti-c-fc 

StfS, *©JW(±#}£l«^£;ft5k©T*[4ft<, 

LT©m(c£Pi©ft^t>©xfcixi4^I*©7I^R 
T-fcoTt 4v\ ^©*#£i LTf4, R»»»iSg^ 
1 ~ 2 0 /Z m , J; t> 8? S L < Hi 1 ~ 1 0 u m , 2 ~ 
8(iin W*U\ r©4 5 ftit^l©<k©}4, SiSlO 
0 Aim «TSat?&SCi25W4b<, -?:©TISf4#fc 

[0 0 6 0] /£*3, ^ik^i'H^^B^Ufc^^fi, 

^^-t-liffifflUt, ffifflL.ft<Tfc4;v\, ffiffl-f 

[ 0 0 6 1 ] *-s~5— H, ^ft£t±ffl^«#m^A 

ticfc-lt^^^— tf— ©^r*(4, &&LO40. 01 
~3 0vrt%, 4 L< [4 0. l-5wt%Tfc5c 

[0 0 6 2] g#giJi LT14, ft£Lfc»»3Mtasft 

x , m & tt /S > & & ft % © ~e h ft f 4* # ( z. m & £ ft i> t © x- 
(4 ft ^ ^ , * =f 4- v y -t* ^© ^IliSfbrS^ # * -v 

[ 0 0 6 3] ISTOt U-C(4^(cpg£-f-^tro-C14^ 

^fc^-i^-et, $Rt4\ aii«m»« , 1 #7 
nmm.nmm, # y ^©mwfflttiwft 

[0 0 6 4] SSt'fey-f^^-Jl^jt'tt^H&^tf 
bn-/H,-Ck4V\ 

[0065] fey-f/v^-fllt(4, ?foarV*7°w'^ 



©#ttfcittU JS»j fflua* • £H5S«rftig{t-i-;h,tf 
4v\ 

[0066] E \.$&^ttW$ik%W!mifi%®M. 

-&J3v\Kf4\ ^©iH^tt-^©=iyh7^ htfr 

[0 0 6 7] Sfc, ^«f*#iiK©4 5 ft)fc^#flf 

[0 0 6 8 ] ^ EL3S3fc©)fc& 

MiU g?3fc^»Sl^©^)fef4:^?>3t^*iftii**Sr.i 

i4, /mv^-, ftRiixtmroHo^bjgja 

[0 0 6 9] ^7tW4i4, £*W!'[4&3t*^HX^flfi 
'^^©fefflv^f4j|< , E LliT'fijSftiiSicPSilX^lfi^r 
fc^4LV\ 3l|gtc:i4, l^— If — fe** if35*3S L,T*s 

y*t*tf) ^7^n^^ h'^b^tt • »&JWttfbic* 

^ft-g-ti • «^a#s^ft-a-fe • - y >v^\&® • ? 

'■-•) -T|L-,"l^l.Hi '1,4 i 

[0 0 7 0] S*«^C^^^^7 , 6L^V^ 
4 5 < , 7^-hyy^97^- - R1»0 

^r'tt*ffl/£^^--y^/i5H^S4 5/£fc©255^4L 
V\ Sfc, I TO, I ZO©figtt«Ft^-^S-glt4 

v^4 5/i#WW*L^\ 

[0071] mmm-*., mmmvmm^) * 

V N^-a-fCffl tffO ft V ^(4ffl V > « < x t a 
[0 0 7 2] ?8)tii*J4y ? «^aA®iil©ff^tf4, 

^wm&t-izffiiumMi 0 . 1 Aim «T©^)Kft*ss^ 

-ftlg^ift^, *^©P»«i±4r^< Lftlt^f4*ftb 

[007 3] M^mm^mtmm^ft^^K 1 

0 ~Wt©X£K t b, SS#SSf4 0 . 0 1 ~ 1 nm/ 

sec safci-5ri:jis»*uv\ Sffi?iib 
J*i-Hf4, ^l©#ffit7FM«i^P^^-t5 r i: ^Klf 5 
Ufc ?) , ^-^^sKy h©?§^ • l$-g:%®ffl Lfz <9 iS 

[0074] rnfe€-Ji©^i'*^tfe&fflv^# 
^•(ctsvN-r, ii«i©ft^m^5i^ {b 



[0075] #«ie l** a, m&mto+'wxmw* 

[0 0 7 6] 

im&m] sky, ^mmio^im^mm^tmmtth 

[ 0 0 7 7 ] <MMMl >*7^1S1I:rfx/^? 
ife-C, I TOg^flSSif £r 1 0 OnmWJf £(Clj£8IU 

Sr. *ffi5fc#k Tirl-V, ^/-A-Srffl^TiSWJSa: 

^/V^tg^LT, flirt* 1 X 1 o"WT*T:'?lm 

[0 0 7 8] MJBRlS&fifcofc**, »J<0*/< 

A-&AH£rl 0nmWl?Strj£ilLfc o 
^i:|iAt^l\ SAlAttRFlOOWtU Ml 

U :W:B, Al, Ga, 
In, T l^J;^As^^SJ^$^57C^cDl®4fctt 

i ft, *5 .ttrafcft^ y ^rv^^^tR^ns^-g-fei© i 

tt£fcl±2®.iy,±&, B, Al, Ga, In, T 1 *5<t 
WAsfi, 0. 5~5at%, m.{t~ y^/^, B^ft^c 

A, ^ftf&lft, *3J:tfgfcft*!J Tx^tt, 
fWMfT?, 5 ~ 5 0at%aS^*1-5 <fc 5 K&KLfc. 

[0 0 7 9] £tb(C, j$ffi£r«ofc;££, N, N, 
N ' , N' -f 1^7*^ (m- tf7 = =./U') -1, 1' 

-^7^-^-4, 4' -i?r?y (tpd) i, by 
x (8-#;y/7l«) ta-s^a (au') <t£r 

1 : lT'fS^-LfcferotC, Tfatitro/VTWSr, 5 m 
ol% K-7"Lfct«^ £f*©is*5Sg0. 2nm/seci 
LT4 OnmCDS^l^JgU ISftJl Ar. 

[0 0 8 0] 

[ftl] 




[0 0 8 1 ] S fete, ^j±«rf*ofc£;£, hJJ* (8- 

^/!);7h) ta^^a (ai q 3 ) 

0. 2nm/seci:LT3 0nm©/f>£ iclPf U ifSAi 

[0 0 8 2] J&ERIIgSriSofc**, Mg ■ A 

g (»*JtlO : 1) ^#Slt0. 2nm/secT?l 0 0 

A 1 Sri 0 Onm^*L#^EL^Sr#fc„ 

[0083] s^i-^7>^a-±®^ri£^^^ mm 

[0 0 8 4] ifc, JttScf-y7>±: UTs ME I TO* 
-^SAlfiit, N, N' -^7i=*-N, N' - 
tf* [N- (4->f*7i=;H -N-7s=;V- 

(4-7$;7i^) ] -l, i' -\fy^~;v- 

4, 4' -i>7^y*|fM0. 2nm/sec "C 5 Onm 

y Jy h) 7*? = ^A (Al q' ) ^fUtiiif 0. 2 
™/ sec ■C5 0nm©JPSt^*Ur, M'T ffi Affile • » 
ftHA: L-fcftilll, ±IEt^I#tLTJtKf-V7'/W*^ 

[0 0 8 5] ft^ttlELsrf-tSjfcfcE&PpJnu 10 

[0 0 8 6 ] 

■WMfcMI*., 

a ^ h ft *s * e l sr««i- a c t *s -c # 
raE»ffii£fttftiK] 

[Hi] *38WO*ttlEL*^W-1«^tf!|S:*S;fl«JtS 
2 1 

2 2 *-/^AtS 
2 3 *«*-/vaAJl 
2 4 

2 5 II^&AJf 
2 6 ft^aASfi 



[Hi] 




